Abstract: Potentially low-cost continuous carbon fibers are produced from solvated mesophase pitch through a patented meltblowing process. The structural evolution and properties of the fibers are characterized by various analytical methods. The meltblown fibers are continuous fibers which are collected into a fibrous web form, and the diameter of the filaments is attenuated by the flow rate of air streams. The spun fibers can be rapidly stabilized in air due to the high melting mesogens and the removable solvent. The carbonized fibers show a high carbon yield of 75 wt % (or 86 wt % if the solvents are neglected) and a mean diameter of 8-22 µm with typical fiber diameter distribution and variation. The evolution of the fiber structure depends not only on the processing temperature but also on the fiber diameter. The processed carbon fibers retain the same form as the spun fibers and have a low packing density and reasonable mechanical properties.
Introduction
Carbon fibers (CFs) as a reinforcement in composite materials have been widely used in industry mainly due to their high specific strength and modulus. The large scale use of CFs in aircraft and aerospace is driven by maximum performance and fuel efficiency, while the cost factor and the production requirements are not critical. The use of CFs in general engineering and surface transportation is dominated by cost constraints, high production rate requirements, and generally less critical performance needs [1] . Therefore, the large-volume application of commercial CFs in the automotive industry has been hindered due to the high fiber costs and the lack of high-speed composite fabrication techniques [2] . It is believed that the use of low cost precursors, low cost spinning and thermal processes, and mass production is a critical step toward lower cost CFs and their composites for use in multiple industries [2] [3] [4] .
Polyacrylonitrile (PAN) and conventional mesophase pitch (MP) are the two most important CF precursors for the manufacture of commercial CFs. Over the past two decades, many polymers, such as PE and lignin, have been evaluated as low-cost CF precursor materials. A significant amount of work has been done on engineering new precursors and processing technologies, relating fiber structure to properties, and translating the relationship into production for either reducing production cost [2, 5, 6] or increasing fiber properties [7] [8] [9] . Potentially low-cost CF has been produced from solvated MP pitch using a highly efficient meltblowing process [10] . Unlike conventional MP, solvated MP normally contains at least 70% by volume optical anisotropy, or MP in which at least 50 wt % is MP soluble quinoline insoluble (MSQI) pitch [11, 12] . Due to its high MSQI content and adequate utilization of high melting mesogen materials, such an MP is of relatively lower cost. The added solvents make the pitch materials more spinnable at lower temperatures. When the solvent is removed, it has a high melting point, or may be unmeltable, which permits the formation of fibers that require removed, it has a high melting point, or may be unmeltable, which permits the formation of fibers that require little or no stabilization as spun [11] [12] [13] . It is well known that the meltblowing process is widely used to produce economical nonwoven fiber web. Similarly to the spun-bond process, the melt-blown process directly transforms the spun fibers into a nonwoven fabric in a single, integrated process [14] . Therefore, the use of solvated MP and meltblow technology would help to prepare lowcost CFs.
Most of the previous studies of pitch-based CFs have been conducted by using conventional MP and melt-spinning processes [15] [16] [17] [18] [19] [20] [21] [22] . Very few studies focused on the newly developed, highly efficient meltblowing process of lower-cost solvated MP. It was reported that short CF was prepared from naphthalene MP through the meltblowing process [23] . However the short fibers will reduce their reinforcement in the composites and limit their application.
In the present study, low-cost, continuous CFs were prepared from solvated MP by using a patented meltblown fiber spinning technique [24] and relatively fast thermal stabilization in air and carbonization in N2. The structure, evolution and properties of the fibers were then characterized with various analyses and compared with commercially available CFs. The results helped us to optimize the CF preparation process, to better understand the characteristics of the prepared CFs, and improve their uses in composite materials.
Results and Discussion

Characteristics of the Spun Fibers
The solvated MP fibers ( Figure 1 ) were continuously produced in the meltblown fiber spinning apparatus. The meltblown fibers were collected as shown in Figure 1a , and are continuous long fiber webs with a width and a thickness of approximately 10 cm and 1 cm, respectively. In the web of fibers, individual filaments are continuous fibers and are loosely assembled together, their orientation is controlled if needed, here only slightly toward the length of the web, as shown in Figure  1b . The rate of spinning, compared to the rate of collection of the fibers in a nonvowen web format, determines the orientation of the fibers in the web. The spun fibers are very brittle and need to be very carefully handled when transported. Due to the use of a solvated MP precursor, the spun fibers contained solvent. A thermogravimetric analysis (TGA) running in N2 was performed to compare the spun fibers (spun with a hot air flow rate of 40 and 100 L per minute (Lpm), respectively) with their precursor (solvated MP) and the conventional isotropic and MP materials (both solvent free). The results of the TGA are shown in Figure 2 . Without solvents, both isotropic and MP materials showed a relatively high weightloss starting point (335 °C). In contrast, the solvated MP and its fibers showed a relatively low weightloss starting point (175 °C) due to the solvent removal. Based on the TGA results, the solvated MP and its fiber contained 12-16 wt % solvent. The solvent content of the spun fibers was less than 1% of its precursor, indicating that only a small amount of solvents was removed during the spinning Due to the use of a solvated MP precursor, the spun fibers contained solvent. A thermogravimetric analysis (TGA) running in N 2 was performed to compare the spun fibers (spun with a hot air flow rate of 40 and 100 L per minute (Lpm), respectively) with their precursor (solvated MP) and the conventional isotropic and MP materials (both solvent free). The results of the TGA are shown in Figure 2 . Without solvents, both isotropic and MP materials showed a relatively high weight-loss starting point (335 • C). In contrast, the solvated MP and its fibers showed a relatively low weight-loss starting point (175 • C) due to the solvent removal. Based on the TGA results, the solvated MP and its fiber contained 12-16 wt % solvent. The solvent content of the spun fibers was less than 1% of its precursor, indicating that only a small amount of solvents was removed during the spinning process. Although the solvated MP and fibers contained a certain amount solvent, their carbon yields at 900 • C process. Although the solvated MP and fibers contained a certain amount solvent, their carbon yields at 900 C were still higher than that of the isotropic and MP (solvent free) materials. The apparent reason is that the solvated MP contains MSQI pitch and adequately utilizes high melting mesogen materials [11, 12] . Due to the use of the meltblowing process involving attenuation via air streams, the diameter of the spun fibers can be attenuated by the flow rate of air streams. During the meltblowing process, the primary gas is used to keep the fiber centered and reduce the diameter of the resulting filament as it cools and solidifies after exiting the spinneret. The secondary gas is used to further entrain, apply and maintain tension on the filaments as the air flow conveys the filaments downward. The fibers spun from solvated MP have a very rapid quenching rate and solidify within a short distance of the spinneret exit [11, 12] . Thus, for a given spinneret head, the diameter of the spun fibers mainly varies with the flow rate of the primary gas.
Since the spun fibers are very brittle and not feasible to handle mechanically for testing, the stabilized fibers were used to test and determine the relationship between the fiber diameter and the flow rate of the air streams, because it was found that the applied thermal processing does not seem to change the mean diameter from the spun fiber to the stabilized fibers. Figure 3 shows the fiber diameter and its standard deviation measured by optical microscopy analysis on the traverse section of fiber bundle-embedded samples. Within a given flow rate range (40-100 Lpm), the diameter of the stabilized fibers decreases as the flow rate of primary gas increases. Typically, all fiber diameters show a high standard deviation, indicating that the meltblown fibers have poor dimensional uniformity and need to be improved. It is believed that this is due to local turbulence and can be improved by higher quality design of the flow stream passages. Due to the use of the meltblowing process involving attenuation via air streams, the diameter of the spun fibers can be attenuated by the flow rate of air streams. During the meltblowing process, the primary gas is used to keep the fiber centered and reduce the diameter of the resulting filament as it cools and solidifies after exiting the spinneret. The secondary gas is used to further entrain, apply and maintain tension on the filaments as the air flow conveys the filaments downward. The fibers spun from solvated MP have a very rapid quenching rate and solidify within a short distance of the spinneret exit [11, 12] . Thus, for a given spinneret head, the diameter of the spun fibers mainly varies with the flow rate of the primary gas.
Since the spun fibers are very brittle and not feasible to handle mechanically for testing, the stabilized fibers were used to test and determine the relationship between the fiber diameter and the flow rate of the air streams, because it was found that the applied thermal processing does not seem to change the mean diameter from the spun fiber to the stabilized fibers. Figure 3 shows the fiber diameter and its standard deviation measured by optical microscopy analysis on the traverse section of fiber bundle-embedded samples. Within a given flow rate range (40-100 Lpm), the diameter of the stabilized fibers decreases as the flow rate of primary gas increases. Typically, all fiber diameters show a high standard deviation, indicating that the meltblown fibers have poor dimensional uniformity and need to be improved. It is believed that this is due to local turbulence and can be improved by higher quality design of the flow stream passages. process. Although the solvated MP and fibers contained a certain amount solvent, their carbon yields at 900 C were still higher than that of the isotropic and MP (solvent free) materials. The apparent reason is that the solvated MP contains MSQI pitch and adequately utilizes high melting mesogen materials [11, 12] . Due to the use of the meltblowing process involving attenuation via air streams, the diameter of the spun fibers can be attenuated by the flow rate of air streams. During the meltblowing process, the primary gas is used to keep the fiber centered and reduce the diameter of the resulting filament as it cools and solidifies after exiting the spinneret. The secondary gas is used to further entrain, apply and maintain tension on the filaments as the air flow conveys the filaments downward. The fibers spun from solvated MP have a very rapid quenching rate and solidify within a short distance of the spinneret exit [11, 12] . Thus, for a given spinneret head, the diameter of the spun fibers mainly varies with the flow rate of the primary gas.
Since the spun fibers are very brittle and not feasible to handle mechanically for testing, the stabilized fibers were used to test and determine the relationship between the fiber diameter and the flow rate of the air streams, because it was found that the applied thermal processing does not seem to change the mean diameter from the spun fiber to the stabilized fibers. Figure 3 shows the fiber diameter and its standard deviation measured by optical microscopy analysis on the traverse section of fiber bundle-embedded samples. Within a given flow rate range (40-100 Lpm), the diameter of the stabilized fibers decreases as the flow rate of primary gas increases. Typically, all fiber diameters show a high standard deviation, indicating that the meltblown fibers have poor dimensional uniformity and need to be improved. It is believed that this is due to local turbulence and can be improved by higher quality design of the flow stream passages. It was also found that the high flow rates resulted in fibers having a relatively small diameter and more waves, potentially due to higher stream turbulence. In contrast, the low flow rate allowed the fibers to have a relatively large diameter but to be straighter. Therefore, the next step was to explore the relationship between waves and air flow rate and to try to eliminate the fibers' wave. This could also be achieved in future studies by applying tension to the fibers during thermal processes.
Stabilization and Carbonization of the Spun Fibers
Since the spun fibers contain high melting mesogens, they can be rapidly stabilized in air. Stabilization in air is considered to be the most economical process in the commercial manufacturing of CFs [25] . A typical stabilization condition used in this study allowed the fiber to be heated to 350 • C at a heating rate of 20 • C/min in air while maintaining the fiber form. The heating rate of 20 • C/min is much higher than the reported values of 0.1-2 • C/min in the literature [15] [16] [17] [18] [19] [20] . After stabilization at 350 • C for 60 min, the stabilized fibers showed a fiber mass yield of 96-97% as shown in Figure 3 . This 3-4% weight loss is much lower than 13 wt % solvent content in the spun fibers, indicating that stabilization of solvated MP fibers is unusual.
To study the thermal behavior of the spun fiber during stabilization, the same stabilization conditions described above were used for TGA analysis ( Figure 4 ). As the stabilization temperature increased, the spun fiber began to lose weight at 175 • C due to solvent removal and reached maximum weight loss at 300 • C. After that, the fiber gained weight (this may start at 180 • C [26] ) due to oxidation (oxygen is introduced into the fiber [26] [27] [28] ). The maximum weight gain was observed at 350 • C at 15 min, and then the weight loss dominated the rest process again. These results suggest that, (I) the solvated MP fiber loses its weight (solvents) and meanwhile gains weight (oxygen) in the temperature range between 150 and 350 • C; and (II) at lower stabilization temperatures, weight loss dominates the thermal process as the rate of oxygen uptake is lower than the rate of solvent removal. Since the spun fiber loses solvent and also gains oxygen during stabilization, the stabilized fiber in TGA presents a total weight loss of 4% after stabilization at 350 • C for 60 min. It was also found that the high flow rates resulted in fibers having a relatively small diameter and more waves, potentially due to higher stream turbulence. In contrast, the low flow rate allowed the fibers to have a relatively large diameter but to be straighter. Therefore, the next step was to explore the relationship between waves and air flow rate and to try to eliminate the fibers' wave. This could also be achieved in future studies by applying tension to the fibers during thermal processes.
Since the spun fibers contain high melting mesogens, they can be rapidly stabilized in air. Stabilization in air is considered to be the most economical process in the commercial manufacturing of CFs [25] . A typical stabilization condition used in this study allowed the fiber to be heated to 350 C at a heating rate of 20 C/min in air while maintaining the fiber form. The heating rate of 20 C/min is much higher than the reported values of 0.1-2 C/min in the literature [15] [16] [17] [18] [19] [20] . After stabilization at 350 C for 60 min, the stabilized fibers showed a fiber mass yield of 96-97% as shown in Figure 3 . This 3-4% weight loss is much lower than 13 wt % solvent content in the spun fibers, indicating that stabilization of solvated MP fibers is unusual.
To study the thermal behavior of the spun fiber during stabilization, the same stabilization conditions described above were used for TGA analysis ( Figure 4 ). As the stabilization temperature increased, the spun fiber began to lose weight at 175 °C due to solvent removal and reached maximum weight loss at 300 °C. After that, the fiber gained weight (this may start at 180 °C [26] ) due to oxidation (oxygen is introduced into the fiber [26] [27] [28] ). The maximum weight gain was observed at 350 °C at 15 min, and then the weight loss dominated the rest process again. These results suggest that, (I) the solvated MP fiber loses its weight (solvents) and meanwhile gains weight (oxygen) in the temperature range between 150 and 350 °C; and (II) at lower stabilization temperatures, weight loss dominates the thermal process as the rate of oxygen uptake is lower than the rate of solvent removal. Since the spun fiber loses solvent and also gains oxygen during stabilization, the stabilized fiber in TGA presents a total weight loss of 4% after stabilization at 350 C for 60 min. Four stabilized fibers meltblown with four different air flow rates (40, 60, 80 , and 100 Lpm) were then carbonized in N2 under the same conditions in a tube furnace. The mass yield and mean diameter of fibers after carbonization at 1050 °C are shown in Figure 5 . Based on the original weight of the spun fibers, carbonized fibers showed a 75 wt % yield. Disregarding the 13 wt % solvents in the spun fibers, the carbon yield of the resulting CFs is 86 wt %. The high carbon yield will undoubtedly benefit the manufacturing of this low-cost CF.
As compared with the diameter of the stabilized fibers in Figure 3 , the diameter of the carbonized fibers in Figure 5 is significantly reduced. CFs with a mean diameter of 8-22 m were obtained in this study.
The fiber diameter variation along the fiber length within 10 mm and diameter distribution were examined with a laser scan micrometer. Typical results are shown in Figure 6 comparing four CFs Four stabilized fibers meltblown with four different air flow rates (40, 60, 80 , and 100 Lpm) were then carbonized in N 2 under the same conditions in a tube furnace. The mass yield and mean diameter of fibers after carbonization at 1050 • C are shown in Figure 5 . Based on the original weight of the spun fibers, carbonized fibers showed a 75 wt % yield. Disregarding the 13 wt % solvents in the spun fibers, the carbon yield of the resulting CFs is 86 wt %. The high carbon yield will undoubtedly benefit the manufacturing of this low-cost CF.
As compared with the diameter of the stabilized fibers in Figure 3 , the diameter of the carbonized fibers in Figure 5 is significantly reduced. CFs with a mean diameter of 8-22 µm were obtained in this study.
The fiber diameter variation along the fiber length within 10 mm and diameter distribution were examined with a laser scan micrometer. Typical results are shown in Figure 6 comparing four CFs prepared from four different pitch fibers spun with flow rates at 40, 60, 80, and 100 Lpm, respectively, and two commercially available products, pitch-based P25 and PAN-based CFs. All processed CFs have a certain degree of fiber diameter distribution and variation along the fiber length. The fibers processed at the low flow rate of 40 Lpm appeared to vary less in diameter along the fiber axis when compared to the other CFs spun at higher flow rates.
5 of 14 prepared from four different pitch fibers spun with flow rates at 40, 60, 80, and 100 Lpm, respectively, and two commercially available products, pitch-based P25 and PAN-based CFs. All processed CFs have a certain degree of fiber diameter distribution and variation along the fiber length. The fibers processed at the low flow rate of 40 Lpm appeared to vary less in diameter along the fiber axis when compared to the other CFs spun at higher flow rates. prepared from four different pitch fibers spun with flow rates at 40, 60, 80, and 100 Lpm, respectively, and two commercially available products, pitch-based P25 and PAN-based CFs. All processed CFs have a certain degree of fiber diameter distribution and variation along the fiber length. The fibers processed at the low flow rate of 40 Lpm appeared to vary less in diameter along the fiber axis when compared to the other CFs spun at higher flow rates. For meltblown fibers, these changes in diameter compared to the data in the literature [29] are normal and are typical of the fiber diameter distribution and variation. However, when compared to two commercially available CFs, P25 and PAN-CF, the CFs processed by the meltblown method have a poorer fiber diameter uniformity in terms of the fiber diameter distribution and the diameter variation along the fiber length. In view of this, improving the uniformity of the spun fiber diameter will be one of the main goals of future research studies.
Structure Evolution
The morphological structure of the spun fibers, stabilized fibers and carbonized fibers at 600 • C and 1050 • C were examined using an optical microscope. Typical images of the fibers are shown in Figure 7 . Figure 7a is a cross-sectional structure of the spun fibers. After stabilization, a sheath-core structure is observed in larger diameter (40 Lpm) fibers as shown in Figure 7b . However, no such a structure is found in smaller diameter (100 Lpm) fibers. The sheath is believed to be composed of well-stabilized, cross-linked, and relatively hard material while the core is composed of less-stabilized and relatively soft material [30] . The reason why the stabilized fibers exhibit the sheath-core structure can be interpreted as being that when the fiber embedded in epoxy resin was polished, the fiber cross-section could be a concave surface due to the different wear properties of the sheath and core materials. The concave center (core) surrounded by the edge (sheath) is the explanation for the two-phase structure observed under an optical microscope. This result suggests that the stabilization of the spun fiber is controlled by the diffusion of oxygen from the outside layer to the internal core [31] . Thus, the smaller diameter fiber is easier to stabilize uniformly, but the larger diameter fiber may stabilize gradually resulting in a sheath-core structure.
For meltblown fibers, these changes in diameter compared to the data in the literature [29] are normal and are typical of the fiber diameter distribution and variation. However, when compared to two commercially available CFs, P25 and PAN-CF, the CFs processed by the meltblown method have a poorer fiber diameter uniformity in terms of the fiber diameter distribution and the diameter variation along the fiber length. In view of this, improving the uniformity of the spun fiber diameter will be one of the main goals of future research studies.
The morphological structure of the spun fibers, stabilized fibers and carbonized fibers at 600 C and 1050 C were examined using an optical microscope. Typical images of the fibers are shown in Figure 7 . Figure 7a is a cross-sectional structure of the spun fibers. After stabilization, a sheath-core structure is observed in larger diameter (40 Lpm) fibers as shown in Figure 7b . However, no such a structure is found in smaller diameter (100 Lpm) fibers. The sheath is believed to be composed of well-stabilized, cross-linked, and relatively hard material while the core is composed of lessstabilized and relatively soft material [30] . The reason why the stabilized fibers exhibit the sheathcore structure can be interpreted as being that when the fiber embedded in epoxy resin was polished, the fiber cross-section could be a concave surface due to the different wear properties of the sheath and core materials. The concave center (core) surrounded by the edge (sheath) is the explanation for the two-phase structure observed under an optical microscope. This result suggests that the stabilization of the spun fiber is controlled by the diffusion of oxygen from the outside layer to the internal core [31] . Thus, the smaller diameter fiber is easier to stabilize uniformly, but the larger diameter fiber may stabilize gradually resulting in a sheath-core structure. A radial crack structure or a "pac-man structure" [32] (fiber with wedge) as shown in Figure 7c ,d is formed on the carbonized fibers during carbonization. It was found that the pac-man structure appears at 600 °C and become distinctly noticeable at 700 °C. From 800 °C onwards pac-man structures can be observed in almost all fibers with the angle of the pac-man mouth being the greatest at 1050 °C.
The crack formations in MP-based CFs have been studied [33] [34] [35] [36] [37] [38] on melt-spun fibers. Previous papers have shown that the spinning conditions, such as the spinning temperatures, the Length/Depth of the nozzle dimension, the diameter and wall material of the spinning nozzle, and the type of MP influence the crack formation [31] [32] [33] [34] [35] [36] [37] . The alignment of the discotic mesophase A radial crack structure or a "pac-man structure" [32] (fiber with wedge) as shown in Figure 7c ,d is formed on the carbonized fibers during carbonization. It was found that the pac-man structure appears at 600 • C and become distinctly noticeable at 700 • C. From 800 • C onwards pac-man structures can be observed in almost all fibers with the angle of the pac-man mouth being the greatest at 1050 • C.
The crack formations in MP-based CFs have been studied [33] [34] [35] [36] [37] [38] on melt-spun fibers. Previous papers have shown that the spinning conditions, such as the spinning temperatures, the Length/Depth of the nozzle dimension, the diameter and wall material of the spinning nozzle, and the type of MP influence the crack formation [31] [32] [33] [34] [35] [36] [37] . The alignment of the discotic mesophase molecules in the radial direction results in the material being fairly weak in the hoop direction, and the hoop stresses generated during the heat C 2017, 3, 26 7 of 14 treatment are relieved by the Pac-man split [18] . The strong radial orientation causes weak interplanar bonding leading to "pac-man" splitting during heat treatment as the fiber densifies [38] . However, for the meltblown solvated MP fibers involved in this study, it was found that the larger diameter of fibers or the sheath-core structure formed in the stabilized fibers could also lead to the formation of a pac-man structure in the resulting CFs.
For smaller diameter fibers, the sheath-core structure was not observed on the stabilized fibers. As a result, the pac-man structure was not observed in the resulting CFs. A typical optical microscopy image of the CFs made from small-diameter pitch fiber (100 Lpm) is shown in Figure 8 . There is no pac-man structure in most of the smaller diameter CFs, but such a structure still exists in several individual larger diameter fibers. When viewed with polarized light, optically anisotropic graphitic-crystallites with different orientations on a single fiber cross-section were detected by rotating the polarized lenses. molecules in the radial direction results in the material being fairly weak in the hoop direction, and the hoop stresses generated during the heat treatment are relieved by the Pac-man split [18] . The strong radial orientation causes weak interplanar bonding leading to ''pac-man'' splitting during heat treatment as the fiber densifies [38] . However, for the meltblown solvated MP fibers involved in this study, it was found that the larger diameter of fibers or the sheath-core structure formed in the stabilized fibers could also lead to the formation of a pac-man structure in the resulting CFs. For smaller diameter fibers, the sheath-core structure was not observed on the stabilized fibers. As a result, the pac-man structure was not observed in the resulting CFs. A typical optical microscopy image of the CFs made from small-diameter pitch fiber (100 Lpm) is shown in Figure 8 . There is no pac-man structure in most of the smaller diameter CFs, but such a structure still exists in several individual larger diameter fibers. When viewed with polarized light, optically anisotropic graphiticcrystallites with different orientations on a single fiber cross-section were detected by rotating the polarized lenses. Typical images of pac-man structures under polarized light microscopy are shown in Figure 9 . The processed CF has a heterogeneous microstructure which contains a pac-man crack, a radial transverse microstructure of the core, and a thin layer of skin. Scanning electron microscopy (SEM) images displays the pac-man cracks which developed along the fiber axis as shown in Figure 10a ,b. The images also confirm the appearance of a radial transverse microstructure on the fiber cross-section. It is evident that less pac-man cracks formed in smaller diameter CFs, as shown in Figure 10c Typical images of pac-man structures under polarized light microscopy are shown in Figure 9 . The processed CF has a heterogeneous microstructure which contains a pac-man crack, a radial transverse microstructure of the core, and a thin layer of skin. molecules in the radial direction results in the material being fairly weak in the hoop direction, and the hoop stresses generated during the heat treatment are relieved by the Pac-man split [18] . The strong radial orientation causes weak interplanar bonding leading to ''pac-man'' splitting during heat treatment as the fiber densifies [38] . However, for the meltblown solvated MP fibers involved in this study, it was found that the larger diameter of fibers or the sheath-core structure formed in the stabilized fibers could also lead to the formation of a pac-man structure in the resulting CFs. For smaller diameter fibers, the sheath-core structure was not observed on the stabilized fibers. As a result, the pac-man structure was not observed in the resulting CFs. A typical optical microscopy image of the CFs made from small-diameter pitch fiber (100 Lpm) is shown in Figure 8 . There is no pac-man structure in most of the smaller diameter CFs, but such a structure still exists in several individual larger diameter fibers. When viewed with polarized light, optically anisotropic graphiticcrystallites with different orientations on a single fiber cross-section were detected by rotating the polarized lenses. Typical images of pac-man structures under polarized light microscopy are shown in Figure 9 . The processed CF has a heterogeneous microstructure which contains a pac-man crack, a radial transverse microstructure of the core, and a thin layer of skin. Scanning electron microscopy (SEM) images displays the pac-man cracks which developed along the fiber axis as shown in Figure 10a ,b. The images also confirm the appearance of a radial transverse microstructure on the fiber cross-section. It is evident that less pac-man cracks formed in smaller diameter CFs, as shown in Figure 10c ,d. Scanning electron microscopy (SEM) images displays the pac-man cracks which developed along the fiber axis as shown in Figure 10a ,b. The images also confirm the appearance of a radial transverse microstructure on the fiber cross-section. It is evident that less pac-man cracks formed in smaller diameter CFs, as shown in Figure 10c ,d. The fiber microcrystalline structures were also characterized with an X-ray diffractometer as shown in Figure 11 . The spun fiber and the resulting CF display similar diffraction patterns, but the CF has a relatively sharp (002) main peak which poses a higher 2θ angle position and a narrower full width at half maximum (FWHM). According to Bragg's law and Scherer's equation, used in carbon research [39, 40] , the microcrystalline size (Lc) of the fiber increases and the d-spacing (d002) decreases as the MP fiber is converted into CF. The fiber microcrystalline structures were also characterized with an X-ray diffractometer as shown in Figure 11 . The spun fiber and the resulting CF display similar diffraction patterns, but the CF has a relatively sharp (002) main peak which poses a higher 2θ angle position and a narrower full width at half maximum (FWHM). According to Bragg's law and Scherer's equation, used in carbon research [39, 40] , the microcrystalline size (Lc) of the fiber increases and the d-spacing (d002) decreases as the MP fiber is converted into CF. The fiber microcrystalline structures were also characterized with an X-ray diffractometer as shown in Figure 11 . The spun fiber and the resulting CF display similar diffraction patterns, but the CF has a relatively sharp (002) main peak which poses a higher 2θ angle position and a narrower full width at half maximum (FWHM). According to Bragg's law and Scherer's equation, used in carbon research [39, 40] , the microcrystalline size (Lc) of the fiber increases and the d-spacing (d002) decreases as the MP fiber is converted into CF. 
Characteristics of Carbonized Fibers
The processed CFs retain the same form of fiber web as the spun fibers. The typical CF form looks like a non-woven web as shown in Figure 12a . The fiber webs are continuously long. The filaments are continuous fibers and somewhat curved (Figure 12b ). As compared with commercially available tow fibers, this fiber form has a much lower packing density at 0.012 g/cm 3 . It is noteworthy to mention that the processed CFs with this fiber form are effectively treated with O 3 gas to improve their surface chemistry and can be directly used to fabricate CF composites without weaving and knitting [41] .
The processed CFs retain the same form of fiber web as the spun fibers. The typical CF form looks like a non-woven web as shown in Figure 12a . The fiber webs are continuously long. The filaments are continuous fibers and somewhat curved (Figure 12b ). As compared with commercially available tow fibers, this fiber form has a much lower packing density at 0.012 g/cm 3 . It is noteworthy to mention that the processed CFs with this fiber form are effectively treated with O3 gas to improve their surface chemistry and can be directly used to fabricate CF composites without weaving and knitting [41] . The tensile properties of the CFs processed at a carbonization temperature of 1050 C are shown in Figure 13 as a function of the flow rate of air streams. As seen in Figure 13 , the average strength and modulus of the fiber (8-22 m) are 800-1200 MPa and 130-160 GPa, respectively. The maximum values can reach 1800 MPa and 200 GPa, respectively. All test values for the samples have a high deviation. The smaller diameter CFs associated with the higher flow rates of air streams exhibit higher average tensile strength and modulus. But the presence of high fiber waves caused by the high flow rate could reduce the tensile properties of the test results. The tensile properties of CFs could depend on many factors including precursor materials and processes, such as fiber spinning, stabilization, and carbonization conditions. It is well-known that both the tensile strength and modulus of pitch-based CFs are strongly dependent on the carbonization temperature [42] . For the CFs prepared in this study, as the carbonization temperature The tensile properties of the CFs processed at a carbonization temperature of 1050 • C are shown in Figure 13 as a function of the flow rate of air streams. As seen in Figure 13 , the average strength and modulus of the fiber (8-22 µm) are 800-1200 MPa and 130-160 GPa, respectively. The maximum values can reach 1800 MPa and 200 GPa, respectively. All test values for the samples have a high deviation. The smaller diameter CFs associated with the higher flow rates of air streams exhibit higher average tensile strength and modulus. But the presence of high fiber waves caused by the high flow rate could reduce the tensile properties of the test results.
The processed CFs retain the same form of fiber web as the spun fibers. The typical CF form looks like a non-woven web as shown in Figure 12a . The fiber webs are continuously long. The filaments are continuous fibers and somewhat curved (Figure 12b ). As compared with commercially available tow fibers, this fiber form has a much lower packing density at 0.012 g/cm 3 . It is noteworthy to mention that the processed CFs with this fiber form are effectively treated with O3 gas to improve their surface chemistry and can be directly used to fabricate CF composites without weaving and knitting [41] . The tensile properties of the CFs processed at a carbonization temperature of 1050 C are shown in Figure 13 as a function of the flow rate of air streams. As seen in Figure 13 , the average strength and modulus of the fiber (8-22 m) are 800-1200 MPa and 130-160 GPa, respectively. The maximum values can reach 1800 MPa and 200 GPa, respectively. All test values for the samples have a high deviation. The smaller diameter CFs associated with the higher flow rates of air streams exhibit higher average tensile strength and modulus. But the presence of high fiber waves caused by the high flow rate could reduce the tensile properties of the test results. The tensile properties of CFs could depend on many factors including precursor materials and processes, such as fiber spinning, stabilization, and carbonization conditions. It is well-known that both the tensile strength and modulus of pitch-based CFs are strongly dependent on the carbonization temperature [42] . For the CFs prepared in this study, as the carbonization temperature The tensile properties of CFs could depend on many factors including precursor materials and processes, such as fiber spinning, stabilization, and carbonization conditions. It is well-known that both the tensile strength and modulus of pitch-based CFs are strongly dependent on the carbonization temperature [42] . For the CFs prepared in this study, as the carbonization temperature went to 1500 • C, the average strength and modulus could be up to 2500 MPa and 200 GPa, respectively. A previous study has shown that by using separate drying and oxidation processes, the solvents in the spun fibers are first completely removed in N 2 , and then the dried fibers are oxidized in air. As a result, the tensile properties of the resulting CFs are remarkably improved [13] . Efforts are continuing toward optimizing the fabrication process to reduce defects in the fibers and improve the tensile properties of such low-cost CFs.
Materials and Methods
Solvated MP from ConocoPhillips Co. USA was employed as a starting material for spinning pitch fibers. In addition, conventional isotropic and MP materials (both solvent free) were used to compare with the solvated MP. As a comparison, commercially available pitch-based CF Thornel ® P25, USA and PAN-based CF fabric (twill weave, ordered from Albany Engineered Composites, Rochester, NH, USA) were used for diameter measurement.
Solvated MP was spun into fibers in a meltblown device. The spinning system comprised a pitch feeding device, extruder, vacuum vent, ballast pump, spinning pump, filter, spinneret head, fiber collector, air flow jet regulator, and temperature and pressure, and vacuum control system, etc. as shown in Figure 14 . The fibers were formed aerodynamically at speeds of several hundred meters per second and then slowed down to a few meters per second at the collection zone. The meltblown device comprised a spinneret head where exit orifices form filaments, a venturi adjacent to the spinnerets that receives the filaments from the spinneret head, a diffuser near the venture that receives the filaments from the venture, one or more air exhaust ports that creates in the diffuser an airflow with a direction against the direction of the flow of the filaments, and a fiber collection bed that receives the filaments in the form of a finite width continuous non-woven web [24] . went to 1500 C, the average strength and modulus could be up to 2500 MPa and 200 GPa, respectively. A previous study has shown that by using separate drying and oxidation processes, the solvents in the spun fibers are first completely removed in N2, and then the dried fibers are oxidized in air. As a result, the tensile properties of the resulting CFs are remarkably improved [13] . Efforts are continuing toward optimizing the fabrication process to reduce defects in the fibers and improve the tensile properties of such low-cost CFs.
Solvated MP was spun into fibers in a meltblown device. The spinning system comprised a pitch feeding device, extruder, vacuum vent, ballast pump, spinning pump, filter, spinneret head, fiber collector, air flow jet regulator, and temperature and pressure, and vacuum control system, etc. as shown in Figure 14 . The fibers were formed aerodynamically at speeds of several hundred meters per second and then slowed down to a few meters per second at the collection zone. The meltblown device comprised a spinneret head where exit orifices form filaments, a venturi adjacent to the spinnerets that receives the filaments from the spinneret head, a diffuser near the venture that receives the filaments from the venture, one or more air exhaust ports that creates in the diffuser an airflow with a direction against the direction of the flow of the filaments, and a fiber collection bed that receives the filaments in the form of a finite width continuous non-woven web [24] . A schematic diagram of a meltblown fiber spinning apparatus and thermal processes for manufacturing pitch-based CFs. 1-pitch feeding; 2-extruder; 3-exhaust vent; 4-ballast pump; 5-spinning pump; 6-filter; 7-spinneret head; 8-primary air stream; 9-secondary air stream; 10-diffuser; 11-air exhaust; 12-spun fiber web; 13-moving belt collector; 14-stabilization oven; 15-carbonization furnace; 16-CF web.
In this study, the temperature of the spinneret head and primary air was set to 355 C. The number of filaments produced was 10 (adjustable from 1 to 1000). Fibers were collected on a moving belt in a web format. Four pitch fibers with four different nominal diameters corresponding to air flow rates of 40, 60, 80, and 100 Lpm, respectively, were investigated. A schematic diagram of a meltblown fiber spinning apparatus and thermal processes for manufacturing pitch-based CFs. 1-pitch feeding; 2-extruder; 3-exhaust vent; 4-ballast pump; 5-spinning pump; 6-filter; 7-spinneret head; 8-primary air stream; 9-secondary air stream; 10-diffuser; 11-air exhaust; 12-spun fiber web; 13-moving belt collector; 14-stabilization oven; 15-carbonization furnace; 16-CF web.
In this study, the temperature of the spinneret head and primary air was set to 355 • C. The number of filaments produced was 10 (adjustable from 1 to 1000). Fibers were collected on a moving belt in a web format. Four pitch fibers with four different nominal diameters corresponding to air flow rates of 40, 60, 80, and 100 Lpm, respectively, were investigated.
The spun pitch fibers were stabilized in the flowing air by heating them at 20 • C/min in an oven from room temperature to 350 • C, and holding the temperature constant for 60 min. The stabilized fibers were then carbonized in a furnace purged with flowing N 2 , by heating them at 20 • C/min to a given temperature, and holding the selected temperature constant for 5 min. No tension was applied on fibers in the above thermal processes.
The fiber mass yield (%) was calculated from the measurements in weight changes prior to and after thermal treatments.
Fiber mass yield (%) = Weight of the fiber after thermal treatment Weight of spun fiber × 100%
Thermogravimetric analysis, SDT Q600, TGA/DSC combo (TA Instruments, New Castle, DE, USA) was used to measure the weight changes in the pitch and its fiber during the stabilization and carbonization.
The tensile properties of CFs and fiber diameter variations were measured with a Diastron Limited FDAS 765 fiber analyzer (Dia-stron Limited, Andover, UK) that consisted of a high resolution tensile tester (LEX 810) with a force resolution of 0.005 gram and a Mitutoyo LSM-500 laser scan micrometer (Dia-stron Limited, Andover, UK) with a positional repeatability of 0.1 µm [43] . The filament was mounted on two plastic tabs with a distance of 10 mm by welding with jeweler's wax, and placed on a tray. The tray held 15 filaments for tests. Usually 2-4 trays (30-60 filaments) were chosen from each sample for analysis. The laser micrometer secured the fiber in place for measurement of the cross-sectional area using a mechanized holder. The holder rotated and moved horizontally so that measurements could be taken along the length of fiber as well as at different points around the circumference of the fiber. Readings were taken along the length of the fiber at points referred to as "slices." At each slice, the measurements of the cross-sectional area were taken around the fiber as it was rotated at 20 azimuthal angles, incrementally to 180 • . The cross-sectional areas for each angle of each slice were then averaged to give the mean cross-sectional area of the fiber. In this study, 10 slices were scanned for each fiber with a length of 10 mm.
An optical microscope was used to examine the cross-sectional structure of the fibers. Fibers must be carefully prepared before they can be observed under the optical microscope. First, relatively straight portions of fibers were selected from a batch of fibers. Then this portion was cut out and wrapped with a short piece of clear vinyl tubing. Epoxy resin made with a 5:1 ratio of Epoxy 105 and Hardener 206 (West System, Bay City, MI, USA) was then injected into the tubing via a syringe. After the epoxy resin curing, the tubing was then peeled open to release the fiber/epoxy rod sample where fibers were embedded in the epoxy resin with high fiber volume and alignment. The prepared rod samples were then arranged in an orderly fashion and placed into an open cylinder tray where the axes of the samples were aligned with the axis of the cylinder. The same ratio of epoxy/hardener as the above was then also poured into the open cylinder to hold all the different samples in place. After fully curing, the clear epoxy piece was then taken out of the open cylinder and underwent polishing. Once the epoxy piece was polished then it was placed under an optical microscope for observation and imaging of the individual cross-sections of fiber bundles. The optical microscope Olympus ® BX60M (Olympus Corporation, Tokyo, Japan) was used in conjunction with the camera Infinity 1 and software Infinity Analyze version 5.0.2 (Lumenera ® Corporation, Nepean, Ottawa, ON, Canada) to capture images of the CF cross-sections [43] .
The diameter of the stabilized fibers was analyzed with a freeware called ImageJ offered by the National Institute of Health, USA (https://imagej.nih.gov/ij/). Size selection and analysis were set as: size (pixel 2 ) = 4-infinity, circularity = 0.85-1.00, exclude edges, and include holes. The number of filaments obtained from each image was about 20-200 depending on the fiber diameter, fiber volume, and fiber alignment in the embedded samples. Usually 2-4 images were analyzed for each sample. The pixels obtained from 130-400 individual fibers were then read for different cross-sectional areas and the average diameter and standard deviation of the fibers were calculated.
The morphological structure of CFs was examined with an SEM machine, SUPER-III A, International Scientific Instruments, Pleasanton, CA, USA. The image recorded was processed by the EDS 2004 version 1.3 Rev P (IXRF system, Austin, TX, USA). A thin layer of gold was coated on the fibers with a sputter coater to provide higher resolution images.
The microcrystalline structures of pitch fibers and CFs were characterized with an X-ray diffractometer, Philips X'Pert-MPD system, and Philips Analytical X-ray PW 1700 (Philips, Almelo, The Netherlands). The fiber sample was ground into a fine powder and then impregnated with vacuum grease to adhere it to a mold. The wavelengths of the X-rays emitted were 1.54 Angstroms. All samples were set to be scanned from 15 to 65 degrees with a scan rate at 0.01 degrees per two seconds.
Conclusions
With a patented meltblown high throughput fiber-spinning technique, solvated MP was spun into fibers at four different nominal diameters corresponding to air flow rates of 40, 60, 80, and 100 Lpm, respectively, and the continuous fibers were collected in a nonwoven fibrous web format. The meltblown fibers contained 13 wt % of solvents which was able to be removed by heating. Due to the high content of melting mesogens, the meltblown fiber was able to be rapidly (with a heating rate of 20 • C/min) stabilized in air. TGA results show that the meltblown fibers start to lose weight at 175 • C due to the solvent removal, and then gain weight at 300 • C due to the oxidation of pitch materials. As a result, the stabilized fibers only show 4 wt % weight loss. The carbonized fibers show a high carbon yield of 75 wt % (86 wt % if disregarding the solvents) after carbonization at 1050 • C.
The diameter of the meltblown fibers was primarily attenuated by the air flow rates in fiber meltblowing process and decreased as the air flow rates increased. The diameter did not change significantly after stabilization but reduced after carbonization. Thus, the processed CFs had an average diameter of 8 to 22 µm depending on the flow rate of air streams. High air flow rates formed a relatively small diameter and more waves. In contrast, low flow rates made the fibers have a relatively large diameter, but be straighter. Typically, the processed CFs had a certain degree of fiber diameter distribution and diameter variation along the fiber length.
A sheath-core structure was observed in the stabilized fibers of larger diameter. Such a structure was found to readily result in the formation of pac-man cracks in the resulting CFs. The pac-man cracks developed at 600 • C and the cracks opened larger as the carbonization temperature increased. X-ray diffraction shows that the size of crystallites increased and d-spacing decreased as the MP was converted to CFs. The fiber form was different to that of the commercial CFs. It was a continuous non-woven web with a very low packing density of 0.012 g/cm 3 , and its filament was continuously long but somewhat curved. The fiber tensile properties were strongly influenced by the carbonization temperatures. At 1050 • C, the average tensile strength and modulus of the processed fibers (8-22 µm) were 800-1200 MPa and 130-160 GPa, respectively. At 1500 • C, they increased up to 2500 MPa and 200 GPa, respectively.
